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Synthesis of [(tmeda)Pd(Me)(OEt 2 )][B(Ar F ) 4 )] (4)
to -78 °C, CH 2 Cl 2 (10 mL) and Et 2 O (0.1 mL) were added -78 °C and the reaction mixture was stirred at this temperature for 30 min, then allowed to warm to 0 °C to dissolve both reactants completely and then cooled to -30 °C. Stirring was continued at this temperature for 1 h, and the solvent was removed under dynamic vacuum (-30 °C) to give a pale yellow powder which was washed with pentane (2 x 10 mL) to remove excess ether and dried in vacuo (-30 °C) Yield: 0.45 g (0.38 mmol, 77 %). Complex 4 was very thermally sensitive and to prevent thermal decomposition it was stored at -38 °C in a glovebox; in solution complex 4 degraded at room temperature within minutes.
1 H NMR (500 MHz, 
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Single crystals suitable for an X-ray diffraction experiment were grown from a concentrated CHCl 3 solution at -60 °C on addition of a layer of pentane.
Generation of [(tmeda)Pd(C 15 H 23 )][B(Ar F ) 4 )] (4).
Method 1: In a screw-cap NMR tube 4 (20 mg, 1.7 × 10 -2 mmol) was dissolved in dry, degassed
CDCl 2 F at -140 °C, and 2 equiv of a NB stock solution (60 μL, 3.4 × 10 -2 mmol) in CD 2 Cl 2 was added.
The reaction mixture was inserted into a precooled NMR probe (-120 °C). At this temperature two equivalents of NB had inserted into the Pd-Me bond, and no other intermediates were observed. 
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Single crystals suitable for an X-ray diffraction experiment were grown from a concentrated CHCl 3 solution at -60 °C on addition of a layer of pentane. Crystal growth was extremely slow and very dependent on crystallization conditions. Crystals dissolved readily when allowed to warm in the presence of residual solvent vapor and as isolated material the crystals had to be handled quickly during crystal selection and mounting on the diffractometer to prevent sample degradation and loss of crystallinity.
Method 1: Alternatively, complex 5' was generated from (tmeda)PdMe 2 on addition of 1 equiv of 
